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The local atomic structure around individual dopant atoms can directly influence the electronic properties
of a doped material. Here, we use quantitative scanning transmission electron microscopy to study the local
lattice relaxations around Sm dopant atoms in SrTiO3 thin films. These films have recently been shown to
undergo successive ferroelectric and superconducting transitions when strained. We show that neighboring Ti-O
columns move away from the columns that contain Sm dopants. The observed displacements are, however,
more complex than a simple outward expansion of all four surrounding Ti-O columns. We discuss potential
implications, especially for the ferroelectric transition observed in strained films.
DOI: 10.1103/PhysRevMaterials.3.114404
I. INTRODUCTION
Doped SrTiO3 exhibits a wide range of remarkable proper-
ties. For example, SrTiO3 exhibits a “superconducting dome”
as a function of carrier density [1]. Recently, doped SrTiO3
has been found to undergo successive ferroelectric and super-
conducting transitions [2–5]. Other unique properties include
an extraordinarily large Bohr radius that causes metallic con-
duction and superconductivity to persist to very low carrier
densities [6,7] and a mobile carrier scattering rate that has a
quadratic temperature dependence even far outside the Fermi
liquid regime [8–12]. The origin of many of these phenomena
remains a subject of considerable debate in the literature and
suggest a need for an improved, atomic-scale understanding
of doped SrTiO3.
Dopant atoms affect not only the electronic properties but
also the local atomic structure in their vicinity. These local lat-
tice relaxations can directly influence the electrical properties.
For example, atomic displacements around the famous “DX
centers” in semiconductors are responsible for transforming
donors into acceptors [13]. The nature of dopant-induced
structural changes are, however, often poorly understood. For
example, Janotti et al. [14] found substantial discrepancies
between density functional theory (DFT) calculations of the
lattice parameter expansion of SrTiO3 with doping and the
corresponding experimental values. The discrepancy could
not be explained by the size mismatch between the dopant
and the host or the inverse deformation potential effect (a
deformation in response to the presence of mobile charge
in the conduction band [15]), both of which were taken into
account in the calculations. Similarly, the local atomic config-
uration around Sr vacancies in SrTiO3, imaged by quantitative
scanning transmission electron microscopy (Q-STEM [16]),
was found to be substantially different from DFT predictions
[17]. These discrepancies show that it is necessary to develop
experimental methods that can determine the local atomic
structure changes associated with dopant atoms.
Q-STEM is a powerful technique that allows for deter-
mining the three-dimensional location of individual dopant
*Corresponding author: stemmer@mrl.ucsb.edu
atoms [18–22] and local column displacements [17,23,24].
For example, in combination with image registration meth-
ods, picometer displacements around individual Sr vacancies
in SrTiO3 could be resolved [17]. Compared to vacancies,
substitutional atoms likely cause smaller disturbances of the
surrounding lattice and are therefore more challenging to
detect. In this study, we use Q-STEM to show that Ti-O
columns around Sm dopant atoms are displaced relative to
their positions in undoped SrTiO3. We show that the displace-
ments are more complicated than those around Sr vacancies
and discuss the potential implications for the properties of
these films.
II. EXPERIMENTAL
250-nm-thick, Sm-doped SrTiO3 films were grown on
(001) SrTiO3 single crystals using hybrid molecular beam
epitaxy [25,26]. The Sm concentrations, estimated from the
mobile carrier densities, were 2% and 3%, respectively. An
undoped SrTiO3 film served as a reference. Similar to La-
doped films [14], the lattice parameter systematically in-
creased with increasing concentration of Sm. For undoped
films, x-ray diffraction showed the expected lattice parameter
of 3.905 Å, while films with 2% and 3% Sm had lattice
parameters of 3.9105 and 3.912 Å, respectively. Plan-view
TEM samples were prepared by mechanical wedge polishing
with a 1.5° angle. High-angle annular dark-field (HAADF)
STEM images were recorded along 〈100〉 using a FEI Titan
S/TEM (Cs = 1.2 mm) operating at 300 keV with a semi-
convergence angle of 9.6 mrad. A HAADF detector angular
range of 60–390 was selected by choosing a camera length
of 100 cm. To improve the signal-to-noise ratio and min-
imize scan distortions, 20 fast-scan images were recorded,
cross-correlated, and then averaged [17]. Position averaged
convergent beam diffraction (PACBED) patterns [27], shown
in the Supplemental Material [28], were used to reduce the
sample tilt to less than 1 mrad from the zone axis, which
is important to minimize artifacts in the measured displace-
ments [29]. Absolute column intensities, referenced to the
incident beam intensity [16,30,31], were determined by av-
eraging over a circular region with a radius corresponding
to a quarter of the lattice constant of SrTiO3. The integrated
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FIG. 1. Experimental ISr as a function of ITi−O for the (a) undoped (b) 2% Sm-doped, and (c) 3% Sm-doped SrTiO3. Points that they lie
above the experimental cutoff contain Sm. With increasing Sm concentration, more data points lie above the cutoff.
scattering cross section is robust against experimental param-
eters such as defocus, convergence angle, integration area, and
source coherence [32]. Column positions were determined
by iterative fitting to a two-dimensional Gaussian function.
The Kirkland multislice algorithm [33] was used to simulate
HAADF-STEM images using the frozen phonon method. The
procedure used for estimating the number of Sm dopants in
each column and their positions is described in Refs. [18,19].
It includes determining the experimental noise and error using
the undoped SrTiO3 film, which establishes a visibility crite-
rion for detecting dopant atoms [18,19]. Additional details can
be found in the Supplemental Material [28].
III. RESULTS AND DISCUSSION
Figure 1 shows experimental Sr column intensities (ISr)
extracted from three representative images of the undoped,
2% Sm-doped, and 3% Sm-doped SrTiO3 films, respectively.
They are shown as a function of the intensity of the four
Ti-O columns surrounding each Sr column (ITi−O). The Ti-O
columns do not contain Sm and therefore serve as a local
measure of the foil thickness. The dark lines indicate our
measure of the experimental error, taken to be the full width
half maximum of the normal distribution of the experimental
data points of the undoped sample [Fig. 1(a)]. For the doped
samples, Sr columns with intensities above the upper error
bound contain Sm, which has a higher atomic number than Sr.
With increasing Sm concentration, the distribution of column
intensities shifts upwards and more data points lie outside the
error cutoff, consistent with the fact that more Sr columns
contain Sm. We note that the experimental cutoff chosen
here appears to be too conservative, especially for thinner
regions, as can also be seen from larger data sets shown in the
Supplemental Material [28]. This does not affect the analysis
in the following.
Figures 2(a)–2(c) show displacement maps for the Ti-O
columns overlaid on the images that were analyzed in Fig. 1.
The displacement vectors (yellow arrows) show the difference
between the actual position of the Ti-O columns, obtained
by Gaussian peak fitting, and the center of mass of the four
surrounding Sr columns. For clarity, the displacement vectors
are shown magnified by a factor of six. Increasing the dopant
concentration results in the presence of larger displacements
(for histograms of the displacement vectors, see the Sup-
plemental Material [28]). An alternative way of visualizing
the Ti-O column displacements is color contour maps of
displacement vectors, shown in Figs. 2(d)–2(f). Increasing the
dopant concentration results in a larger number of columns
that have displacements significantly above the average dis-
placement of the undoped sample (red color).
Sources of noise, image distortions, small residual sample
tilt, and, possibly, real sources of disorder (defects) lead to
the presence of apparent displacements even in the undoped
film. The displacements found in the undoped samples were
comparable to those in SrTiO3 reported in the literature [29].
We therefore defined an experimental error cutoff correspond-
ing to the largest displacement found in the undoped sample
(see Supplemental Material [28]). Figure 3(a) shows the dis-
placement vector map for the sample with 3% Sm, where the
displacement vectors that have a magnitude greater than this
cutoff value are indicated by the small (light blue) squares.
Two representative columns (labeled A and B) that contain
Sm, as determined from the intensity maps, are highlighted by
the red and purple squares and are magnified in Figs. 3(b) and
3(d). The corresponding Sr column intensity maps are shown
in Figs. 3(c) and 3(e). Both columns each contain two Sm
dopants, but at different depth positions (see Supplemental
Material for details [28]). Additional results, including for
the 2% sample, are shown in the Supplemental Material [28].
In general, we found that the Ti-O columns tend to displace
away from the Sm dopants in both films. Interestingly, no
displacement vectors with a magnitude greater than the error
cutoff were found that pointed toward the Sm-containing
Sr columns. As can be seen from Figs. 3(b) and 3(d), the
displacement vector fields are, however, more complicated
than a simple, uniform, outward displacements of the four Ti-
O columns away from the Sm-containing Sr columns. We note
that although the measured displacements are projected in the
image plane, image simulations show displacements even if
only the Ti-O atoms next to the Sm dopant displace (rather
than the entire Ti-O column). Furthermore, there is a linear
relation between the actual displacement and the measured
displacement [28]. While the exact configuration of displaced
columns along the depth direction cannot be determined in
the experiments, variable angle quantitative Q-STEM may
potentially provide this information [19].
114404-2
LATTICE RELAXATIONS AROUND INDIVIDUAL DOPANT … PHYSICAL REVIEW MATERIALS 3, 114404 (2019)
FIG. 2. Ti-O column displacements for the three samples. (a)–(c) HAADF-STEM images (same as analyzed in Fig. 1) of (a) undoped, (b)
2% Sm-doped, (c) 3% Sm-doped films with the displacement vectors for the Ti-O columns overlaid. The lengths of the vectors are depicted
six times larger than the actual values. (d)–(e) Color contour maps of the displacement vectors for (d) undoped, (e) 2% Sm-doped, and (f) 3%
Sm-doped SrTiO3.
The displacement of the Ti-O columns away from the Sm
dopants is not a size effect, because the effect ionic radius
of the Sm3+ dopant (1.24 Å) is smaller than that of the Sr2+
(1.44 Å) it replaces, and is therefore electronic in origin.
It is also different from the uniform expansion predicted in
DFT calculations for La dopants in SrTiO3 [34]. One possible
FIG. 3. (a) Image and displacement vectors for the sample with 3% Sm [same as Fig. 2(c)]. Vectors with displacements that are above the
error cutoff are highlighted by small (light blue) squares. (b), (d) Ti-O column displacements of the red and purple regions highlighted in (a),
which surround columns A and B, respectively. Sr column intensity maps around columns A and B are shown in (c) and (d), respectively. The
high intensity indicates the presence of Sm.
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reason is the high density of dopant atoms in the samples in-
vestigated here, which may result in overlapping strain fields.
It would be interesting to perform DFT calculations for this
case. The random, local nature of the displacements are, how-
ever, qualitatively similar even in regions where the dopant-
containing columns spaced further apart (see, e.g., Figs. 3
and S5 [28]). Furthermore, Sm, unlike La, has f electrons,
whose electronic coupling to the conduction band states may
play a role in the local atomic configuration. A more complex
defect configuration should also be considered. For example,
DFT calculations show that Schottky defects cause more
complicated and random outward/inward displacements [34].
The presence of Schottky defects seems, however, unlikely
here, since the Sm dopants act as donors and are thus not com-
pensated by Sr vacancies. Furthermore, our previous study has
shown that Sr vacancies can be detected in the images [17].
The nonuniform displacements detected here do not resemble
Jahn-Teller distortions as found for dopants on the Ti site
[35–37]. Future Q-STEM studies of displacements in SrTiO3
alloyed with other rare earth atoms or those having a different
charge state (such as Eu+2) or no f electrons (such as La3+)
should shed light on the electronic contributions to the ob-
served displacements. We also note that the observed presence
of local displacements is quite different from a previously
investigated case of Sr dopants in SmTiO3 [23], which only
had a global effect on the structure. The fact that all three cases
thus far (Sm-doped SrTiO3, Sr-doped SmTiO3, and SrTiO3
containing Sr vacancies) have quantitatively different re-
sponses in their local structure to the presence of point defects
highlights the importance of the Q-STEM technique in estab-
lishing structure-property relationships for these materials.
Finally, the complex structural disorder caused by the rare
earth dopant atoms observed here may have implications
for the properties of doped SrTiO3. For example, strained,
doped SrTiO3 can become simultaneously ferroelectric and
superconducting [3,5]. Ferroelectricity in SrTiO3 is a result
of cooperative displacements of Ti atoms. A recent second
harmonic generation study of the transition in strained doped
SrTiO3 showed that it could be described by an Ising model
[5], which indicates a disorder-order component to the tran-
sition, in spite of the success of the softmode description
for undoped, strained SrTiO3 [38–40]. This raises interesting
questions as to the influence of the preexisting displacements
of Ti columns in doped SrTiO3, caused by the dopant atoms,
on the nature of the ferroelectric transition, relative to that of
undoped, strained SrTiO3.
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